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ABSTRACT: Thiaozole/benzothiaozole-based dicationic conductors were
synthesized and applied as solid-state electrolyte in dye-sensitized solar cells
(DSSCs). X-ray diffraction, scanning electron microscopy, thermal gravimetric
analysis, steady-state voltammogram, photocurrent intensity—photovoltage test,
and electrochemical impedance spectroscopy are used to characterize the
materials and the mechanism of the cell performance. Compared to the
traditional monocationic crystals, the dicationic crystals have a larger size and can
provide more opportunities to fine-tune their physical/chemical properties. As a
consequence, this solid-state electrolyte-based DSSC achieved photoelectric
conversion efficiency of 7.90% under full air-mass (AM 1.5) sunlight (100 mW-

cm™2).
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B INTRODUCTION

Electrolyte is one of the key components in dye-sensitized solar
cell (DSSC) due to its function in charge-transfer and dye
regeneration. In a typical DSSC running cycle, electrons are
generated upon photon excitation, then injected into the
conduction band of semiconductors for photoanode, and
transported to the outer circuit. Oxidized dye molecules are left
behind and are reduced by the redox couple in the electrolyte.
Subsequently, the oxidized redox couple diffuses into the
counterelectrode for recovering.” Electrolyte is crucial in this
cycle; its properties have great influence on the photo-
conversion efficiency and stability of the device.” Although
the photoelectric conversion efliciency of DSSC based on the
liquid electrolyte has been achieved over 12%,"* the volatility
and leakage of liquid solvent in cells are prohibitive for outdoor
application of DSSC in view of the need for robust
encapsulation.® For this reason, there have been considerable
efforts to replace the liquid electrolytes with solid-state
counterparts to accelerate the future industrial production.®”
Ionic conductors are promising candidates among the solid-
state electrolyte materials for application in solid-state lithium
batteries® and solid-state photovoltaic devices.” Extensive
investigations have been carried out in inorganic ionic
conductors among ionic conductors, such as LiBH,—LiX,"
Lag Lo 1sTiO3,"" and LigALa,Ta,0;,."> Comparable to in-
organic ionic conductors, organic ionic conductors display
attractive adjustability of molecular structure, which can be
modified by chemical tailored method to fine-tune their
physical and chemical properties. Ionic crystals are a class of
crystalline compounds containing anions and cations whose
properties differ significantly to conventional crystals in
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electrochemical properties. And their ionic character means
that ionic crystals are a class of ionic conductors."® Stemming
from the large electrochemical window and high charge
conductivity of imidazolium-based ionic liquids, Zhu and co-
workers modified the molecular structure of ionic liquid to
synthesize a small-molecule organic ionic crystal material, 1-
methyl-3-acetylimidazolium iodide (MA-IT)."* Using MA-II as
matrix for the solid-state electrolyte of DSSC, the highest
conversion efficiency of 2.6% was obtained under 0.5 sun
irradiation.'* After that, several organic ionic crystals have been
attempted on the solid-state electrolytes of DSSCs, which
exhibited excellent electrical properties and promising device
performances as good as those of some liquid electrolytes. For
instance, an efficiency of 6.3% was reported on N-propargyl
imidazolium as single-component solid electrolyte.” Carba-
zole—imidazolium ijodide was designed for dual hole/triiodide
transportation." Ester-functionalized imidazolium provided a
three-dimensional channel for iodides."® Cyanobiphenyl-
functionalized imidazolium, with a tunable conductivity versus
alkyl chain length, recorded 6.55% efficiency with light
scattering effect under 0.5 sun irradiation.””> We have also
demonstrated a choline iodide organic ionic conductor with
2.5% cell efficiency.'” However, the study of organic ionic
crystals is still in its infancy. Most of the types of such
compounds are confined to the imidazolium-based crystals, and
then it inevitably limits the research on the conductive
mechanism of organic ionic crystals and its application.
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Consequently, it is crucial to enrich the types of organic ionic
crystals for their development. It is very important to explore
new organic ionic crystals with excellent physical/chemical
properties and derive high photoelectrical performance for the
application of organic ionic crystals in DSSCs.

In this work, we design and synthesize a novel type of
organic ionic crystal, thiaozole/benzothiaozole-based crystals. A
kind of dicationic structure is designed in the crystals (Figure
1). Larger cations are reported to reduce the rate of electron
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Figure 1. Chemical structures of the cations in thiaozole/
benzothiaozole-based dicationic crystals.

recombination and result in an overall improvement in the
open-circuit photovoltage."®'” To the best of our knowledge,
the thiaozole/benzothiaozole-based dicationic conductors in
solid-state DSSC have not been studied so far. Compared to
the traditional monocationic crystals, the dicationic crystals
have a larger size and provide more opportunities to fine-tune
their physical/chemical properties. As a consequence, these
solid-state electrolyte-based DSSC achieve photoelectric
conversion efficiency of 7.90% under full air-mass (AM 1.5)
sunlight (100 mW-cm™2).

B EXPERIMENTAL SECTION

Materials and Reagents. All chemicals are of analytical reagents
(ARs). 4-Methylthiazole, 2,4-dimethylthiazole, benzothiazole, 2-
methylbenzothiazole, 1,3-dibromopropane, 1,4-dibromobutane, 1,5-
dibromopentane, 1,6-dibromohexane, iodine, 4-tert-butylpyridine, 1,2-
dimethyl-3-propylimidazolium iodide, and chloroplatinic acid were
purchased from Aladdin Industrial Co. and used without any
processing. Potassium tetrafluoroborate, acetonitrile, etanol, toluene,
ethyl acetate, and diethyl ether were purchased from Sinopharm
Chemical Reagent Co., Ltd.. Organic solvents used in this work were
purified using the standard process (Part S in the Supporting
Information). Fluorine-doped tin oxide (FTO) transparent conductive
glass was used as the substrate for fabrication of TiO, thin film
electrode. TiCl, (AR) was purchased from Tianjin Kemiou Chemical
Reagent Co., Ltd.. Dye sensitizer and P25 particles used in this work
were purchased from Wuhan Geao Science Instruments Co.

Characterization. NMR and IR spectra were recorded on a Bruker
Avance 400 MHz spectrometer and a Bruker Tensor 27 spectrometer,
respectively. The XRD measurements were performed on a Rigaku D/
Max-RA X-ray diffractometer equipped with graphite-monochromat-
ized high-intensity Cu Ka radiation (4 = 1.5418 A). The thermal
properties of crystals were measured on Thermoanalyzer Systems
(Q1000DSC+LNCS+FACS Q600SDT) at a scanning rate of 10 °C-
min~" in the temperature range of 20—600 °C under N, atmosphere.
The melting points were characterized on Micro Melting Point
Determination (XS, Beijing Tec. Instrument Co., Ltd.)

The conductivity of the electrolytes was characterized in an ordinary
cell composed of Teflon tube and two conductive glass electrodes,
which were a square 1 cm on the side, on a CHI660d electrochemical

workstation at room temperature, using the alternating current (AC)
impedance method over the frequency range of 1 Hz to 1 MHz. The
steady-state voltammetry was tested in a photoelectrochemical cell
equipped with a 0.05 mm radius platinum ultramicroelectrode as the
working electrode, a platinum foil as the counter electrode, and a
saturated calomel electrode as reference electrode.

The photocurrent intensity versus photovoltage (J—V) curves of the
devices measured under standard AM 1.5 solar illuminations at
intensity of 100 mW-cm™ using a Keithley 2400 source meter. The
electrochemical impedance spectroscopy (EIS) measurements of
devices were tested using the CHI660d electrochemical workstation
equipped with three identical stainless steel electrodes as the working,
counter, and reference electrodes, respectively, under dark state. The
bias voltage for the impedance measurement was —0.70 V and 20 mV
AC amplitude signals with frequencies ranging from 0.01 to 10° Hz.

Synthesis of Organic Dicationic Crystals. The synthesis
procedure was divided into two steps: the coupling reaction of 2-
methylbenzothiazole with a dibromoalkane and the anion exchange in
water. 3,3’-(Pentane-1,5-diyl)-bis(2-methylbenzothiazolium)-
dibromide, [CsMBT]Br,, was synthesized as follows: 13.6 mL (0.1
mol) of 1,5-dibromopentane and 2.26 g (0.22 mol) of 2-
methylbenzothiazole was added into 250 mL of acetonitrile. The
resulting solution was stirred at 120 °C for 72 h under N, atmosphere.
The resulting mixture was filtered to obtain the solid powder. The
crude product was washed by diethyl ether and recrystallized from
ethanol. Followed by washing successively with toluene, ethyl acetate,
and diethyl ether, the pure products were obtained by vacuum drying
at 40 °C for 24 h. "H NMR (400 MHz, deuterated dimethyl sulfoxide
(DMSO-d,): 8.45 (d, 2H),8.32 (d, 2H), 7.89 (t, 2H), 7.82 (t, 2H),
4.72 (t, 4H), 3.22 (s, 6H), 1.92 (m, 4H), 1.60 (m, 2H). The first step
in the synthesis of other compounds in a series of thiaozole/
benzothiaozole-based dicationic crystals was similar to that of
[CsMBT]Br,. The anion exchange step was achieved by a metathesis
reaction of the bromide salts with the corresponding anion salts.
Bromide salt (0.01 mol) was dissolved in 50 mL of H,O and treated
with 0.02 mol of corresponding anion salt. The resulting solution was
stirred at room temperature for 24 h. The solvent was removed by
evaporation under reduced pressure. The final product was dried
under vacuum at 40 °C for 24 h.

Preparation of Electrolytes. The electrolyte contains organic
dicationic crystal matrix, I” source (1,2-dimethyl-3-propylimidazolium
iodide, DMPII), I, and charge recombination inhibitor tBP (4-tert-
butylpyridine). The molar proportion of composition was usually
0.1:0.1:0.02:0.01 (crystal matrix/I” source/I,/charge recombination
inhibitor). All components were mixed in proportion and uniformly
ground. The mixture was dried under vacuum at 60 °C and then
allowed to cool to room temperature to give a solid-state electrolyte
before the characterization and fabrication of DSSC.

Device Fabrication of DSSC. FTO conductive glass was
successively washed by ethanol, hydrochloric acid, isopropanol, and
anhydrous ethanol in ultrasonic cleaning machine. Two layers of TiO,
particles were deposited onto cleaned FTO conductive glass and used
as working electrode. The glass substrate was treated with S0 mM
TiCl, aqueous solution at 80 °C for 30 min to make a good
mechanical contact between the following printed TiO, layer and
conducting glass matrix. The layer TiO, particles were deposited onto
the treated FTO conductive glass. The FTO conductive glass was
covered at two parallel edges with an adhesive tape to control the
thickness of mesoporous TiO, film. A 15—25 pm thick film of 20 nm
sized P2S particles was deposited onto the FTO conductive glass
electrode by the doctor-blade technique. The resulting TiO, film was
annealed at 450 °C for 30 min. The obtained TiO, electrode was
cooled to 80 °C and immersed in 0.5 M N719 ethanol solution at
room temperature for 24 h to complete the sensitizer loading. The
dye-sensitized TiO, electrode was washed with anhydrous ethanol and
dried in vacuum drying oven at 60 °C for S min. To prepare the Pt
counter electrode, two drops of 50 mM H,PtCls in isopropanol were
placed onto the cleaned FTO conductive glass substrate, followed by
drying and annealing at 380 °C for 30 min.
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Figure 2. (a) XRD patterns of a series of [C,MBT][BF,], (n = 3, 4, S, 6); (b) SEM image of [CsMBT][BF,],.

Solid-state DSSC was fabricated by sandwiching the thiaozolium/
benzothiaozolium dicationic crystal-based electrolytes into the space
between the dye-sensitized TiO, electrode and the Pt counter
electrode using the knife-coating method to form a 1 cm® area
sheet. The two electrodes were clipped together by heat presser (0.18
MPa, 135 °C, 35 s), and a 100 yum thick heat-sealing film was used for
the sealing of the cell.

B RESULTS AND DISCUSSION

Thermal and Electrochemical Properties of Organic
Dicationic Crystals. The crystal properties of the organic
dicationic compounds were confirmed by the XRD patterns
and SEM images, as shown in Figure 2. All samples with
different carbon chain length show strong diffraction peaks.
The diffraction angles of major five strongest peaks for different
samples are close to each other, suggesting a similar crystal
structure. However, because of the lack of standard diffraction
data, the crystal structure cannot be determined according to
the present patterns. The SEM image shows textured structure
and flat surfaces of [CsMBT][BF,],, which is also a clue for the
crystal nature of these materials.

Thermal stability is an important factor for evaluating
electrolyte materials. Thermal decomposition temperatures
were measured by thermogravimetric analysis (TGA). As
shown in Figure 3, the series of [C,MBT][BF,], (n=3, 4,5, 6)
shows similar decomposition behaviors. They have decom-
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Figure 3. TGA curves of a series of [C,MBT][BE,], (n =3, 4, S, 6).

22090

position temperature at approximately 200 °C. We also
measured the melting points of [C,MBT][BF,], and melting
ranges of [C,MBT][BF,],-based electrolytes (Table S1 in
Supporting Information).The excellent thermal stability may
arise from their high lattic Gibbs energies due to the
conformational rigidity of symmetric cations.” That is to say,
this kind of crystal is thermally stable until ~200 °C, which
makes them good candidates for outdoor applications of solar
cells.

It is well-known that the efliciency and the fill factor of DSSC
are critically dependent on the ion conductivity of the
electrolyte applied in the cell.*>*! In our experiments, the ion
conductivities of [C,MBT][BF,], (n = 3, 4, 5, 6)-based
electrolytes were characterized by the EIS technique (Figure 4).

500
1 —m—n=3
450 _o =4
1 s R A A A
4004 —An=d S Vv,
{ —v—n=6 v W}
350 AA Ly mEE-E-R-g
] N A by i\w\.\.\
300 v, "=
— 4 \V
E 250 A 3
S ] = \
N 200 A %
5 » v
1 A
150 4 ~ Aay
{2 5 I 'Y
w00 3 -~ °
a Y] £ %
1 o] i ke ;7
50 g [ ] “
0 ZI'(ohm)'

T T T T
150 300 450 600 750

Z'(ohm)

T T T T 1
900 1050 1200 1350

Figure 4. Nyquist plots for [C,MBT][BF,], (n = 3, 4, S, 6).

The EIS Nyquist plot of the electrolyte is oblique lines at high
frequency range, and the intercept of the inclined line with real
axis is considered as the bulk resistance.”* The conductivity was
calculated using the following equation:

o =1/RS (1)

where ¢ is the conductivity in S/cm, R is the ohmic resistance
of the electrolyte, [ is the distance between the two electrodes,
and S is the area of the electrodes. The ion conductivities were
calculated, and the results were summarized in Table 1. As can
be seen from Figure 4, the bulk resistances of the [C,MBT]-
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Table 1. Ionic Conductivity and D,,,,

of I"/I5 of the Solid-State Electrolytes

electrolyte conductivity [107* S/cm] I, (I7) [1077 A] D, (IN) [10~%cm?/S] I, () [1077A] D, (I3) [1077 cm?/S]
[C,MBT][BE,], 215 0.455 0275 2,690 1.4636
[C,MBT][BE,], 425 2.680 1620 6260 3.4054
[C,MBT][BE,], 444 1.890 1.143 8.900 48416
[C,MBT][BE,], 1.56 0.420 0.254 0.807 0.4390
[C.BT][BE,], 373 0.391 0236 1.680 09139
[CMT][BE,], 128 0.113 0.068 0.793 04314
[C.BMT][BE,], 137 0.266 0.161 0.893 0.4858
[BF,], (n = 3, 4, S, 6)-based electrolytes significantly decrease = 4mFCD,,, @)

first with the value of n increasing from 3 to S, but then sharply
increase as the value of n is equal to 6. The changing trend of
the ion conductivities is opposite to that of the bulk resistances
according to eq 1. Concretely, the ion conductivities increase
from 2.15 X 107* to 4.44 X 107* S-cm™ when the value of n
increases from 3 to S and then decreases to 1.56 X 107* S/cm
as n is equal to 6. The [C;MBT][BF,],-based electrolyte
exhibited the highest ion conductivity among the [C,MBT]-
[BF,], (n =3, 4, 5, 6)-based solid-state electrolytes. It has been
demonstrated that the 7— stacked aromatic rings can provide
the charge transport from the counter electrode to the
photoelectrode.”***** We suppose that [CsMBT][BF,], can
form a favorable ion-conductive channel in the electrolyte due
to the relatively suitable saturated carbon chain.'*** It is the
appropriate ion-conductive channel that leads to the high ion
conductivity of the [C;MBT][BF,],-based electrolyte. How-
ever, the [CqMBT][BF,],-based electrolyte shows a lower ion
conductivity. It may be explained by the reduction of the ion-
conductivity layer number per unit length if the mobility of the
ionic species in the layer is the same in the salts.>®

The diftusion of triiodide is also one of the limiting factors
for the high performance of DSSC.® Lin’s group reported that
the ionic diffusion can reflect the demand for high-performance
solid-state DSSC more correctly than ion conductivity.”®
Steady-state voltammograms of the [C,MBT][BF,], (n = 3,
4, S, 6)-based electrolytes were investigated (Figure S). The
apparent diffusion coefficients (D,,,) of I”
calculated from the anodic and cathodic steady-state current
I, by using the following equation:

and Iy were
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Figure S. Steady-state voltammograms of the [C,MBT][BF,], (n = 3,
4, S, 6)-based electrolytes at a scan rate of 10 mV-s~L

where n is the number of electrons per molecule, F is the
Faraday constant, C is the concentration, and r is the radius of
the electrode. The calculated diffusion coeflicients of I” and I3
were summarized in Table 3. The changing trend in D, of the
I" /I3 redox couple is similar to that of the ion conductivity, and
the [CsMBT][BF,],-based electrolyte shows the highest D
(I3) of 4.8416 x 1077 cm?/S.

It has been reported that the shape of the anion has a
significant influence on the cation geornetry, thus directing the
crystalline packing of the resulting salt.”” To gain an insight into
the effect of the anion on the electrochemical property of
organic dicationic crystal, we investigated the ion conductivity
and apparent diffusion coefficient of [C;MBT]Br,-based
electrolyte (Table S2 in Supporting Information). Its
conductivity and D,,, (I7) are 2.00 X 107* S/cm and 4.8416
X 1077 cm?/S, respectively. The results were not better than
those of [C;MBT][BF,],.

Early work has indicated that the cations in the electrolyte
have a great influence on the photovoltaic parameters of
DSSC.? For example, lithium ions doped in the electrolyte can
interact with TiO, surface and reduce the conduction band
energy level, which in turn leads to the increase of short-circuit
current and the decrease of open-circuit voltage.’®* To
understand the influence of the cation structure of the
dicationic organic crystals on the electrochemical property of
crystal, the other three dicationic crystals with the different
substituted thiazole units were prepared for comparison, such
as [C;BT][BE,],, [CsMT][BE,], and [C;BMT][BE,], (Table
1). Among them, [C;BT][BF,], most similar to [C;MBT]-
[BF,], in structure shows the highest ion conductivity (3.73 X
107* S/cm) and Dy (1;7) (0.9139 X 1077 cm?/S), which are
still lower than those of [C{MBT][BF,],. The lower triiodide
diffusion efficiencies are obtained for the [C;MT][BF,],- and
[CsBMT][BF,],-based electrolytes. The electrostatic forces
between the cation and anion are stronger in the crystals of
[CsMT][BF,], and [C;BMT][BF,], compared to those in
[CsMBT][BF,], and [CsBT][BF,],. The stronger electrostatic
force is one of the reasons for the decreased triiodide diffusion
efficiency.?

Interfacial Compatibility of Electrolyte. It has been
concluded that the interfacial compatibility of electrolyte is
another main factor affecting the photovoltaic efficiency of
DSSC.*® There must be good penetration of the electrolyte
into the TiO, pores, which leads to the good contact between
the solid-state electrolyte and the dye-sensitized TiO,
electrode.®' So, SEM technique is used for the characterization.
Typical SEM images for the cross sections of photoanode
casted with [C;MBT][BF,],-based electrolyte before and after
heat press are shown in Figure 6. Two layers of TiO,
photoanode and electrolyte along with a distinct interface

app
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Figure 6. Cross section SEM image of photoanode with solid-state electrolyte before (a) and after (b) heat press. The composition of
[CsMBT][BF,],-based electrolyte is 0.1 mol [CsMBT][BF,], + 0.1 mol DMPII + 0.02 mol I, + 0.01 mol TBP. (inset) Digital camera image of the

solid-state electrolyte.
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illumination (b) in dark conditions.

between the layers can be well-observed before heat press
(Figure 6a), while after heat press, the total thickness of
photoanode plus electrolyte shrinks apparently. The interface
between photoanode and electrolyte also disappears. Further-
more, the cross section of photoanode tends to be more
smooth (Figure 6b). We attribute the phenomenon to the
fillings of electrolyte into the mesopores in the TiO,
photoanodes. After combined with DMPII, iodine, the
electrolyte mixtures have a melting temperature ranging from
110 to 135.7 °C as detected on a micro melting point detector
(Table S1). The electrolyte is transformed to liquid and pressed
at 135 °C under 0.18 MPa for 35 s. Fluidic liquid is suggested
to penetrate through the TiO, pore and form good contact
without difficulty.>* So a good contact between the dye-
sensitized TiO, and solid-state electrolyte is achieved.

Characterization of DSSCs. All solid-state DSSCs were
fabricated. Figure 7 shows the J—V curves of devices based on
the electrolytes using [C,MBT][BEF,], (n = 3, 4, 5, 6) as
matrixes under 1 sun light intensity illumination and under dark
conditions. Their photovoltaic performances were summarized
in Table 2. For the DSSC using [CsMBT][BF,], as matrix for
the electrolyte, the conversion efficiency, open-circuit voltage
(V,.), short-current density (J,.) under AM 1.5 100 mW-cm™
are 7.90%, 0.794 V, and 18.78 mA-cm 2, respectively. The
conversion efficiency and open-circuit voltage of the [C,MBT]-
[BF,],-based electrolyte are slightly weaker than those of
[CsMBT][BF,],-based electrolyte.

Table 2. Device Performances of DSSCs with Different
Electrolytes

Vi PCE

electrolytes Jic [mA-cm™2] [V]  FF[%] [%]
[C,MBT][BE,],/DMPII/I, 14.90 0.665 5988 593
(C,MBT][BF,],/DMPII/I, 17.40 0699 5512 6.70
[C{MBT][BE,],/DMPII/I, 18.78 0794 5290  7.90
[CsMBT][BE,],/DMPII/I, 12.26 0.685 5266 442
[CsBT][BE,],/DMPII/I, 9.02 0.627 7055  3.99
[C,MT][BF,],/DMPII/I, 425 0704 5883 176
[CsBMT][BE,],/DMPII/I, 5.36 0742 5884  2.34

The value of V. for DSSC with I"/I7 redox electrolyte can
be represented by the following equation:**

=T )

€ ncbket[IS :l (3)
where k and T are the Boltzmann constant and absolute
temperature, respectively, I is the injection current from dye
to semiconductor, ng, is the electron density on the conduction
band of the semiconductor, and k, is the rate constant for I3
reduction. According to eq 3, the highest V. of the
[CsMBT][BF,],-based electrolyte is related to the suppression
of the dark current at the TiO, electrode/electrolyte interface.>*
The dark current originates from the reduction of triiodide by
conduction band electrons from TiO,.*® At the interface of the
dye-sensitized TiO, photoanode and electrolyte, a higher
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condition.

diffusion coefficient of triiodide can promote the transport of
triiodide to the Pt counterelectrode for the iodide form, thus
ensuring a lower triiodide reduction rate (k,) and a higher
V,.>® As shown in Figure 7b, the onset of dark current has a
posmve shift of ~150 mV from the [C,MBT][BF,],-based
electrolyte to [C;MBT][BF,],-based electrolyte. The rise of
dark current is attributed to the higher conductivity and
triiodide diffusion coefficient in the [C;MBT][BF,],-based
electrolyte.

Furthermore, it can be seen from Table 2 that the
performances of the devices using the other three crystals
with the different substituted thiazole units as matrixes for
electrolytes are obviously worse than those of the device with
[CsMBT][BF,],. (The J—V curves of the above devices are
given in the Supporting Information, Figure S11.) The V. of
device with [CBT][BF,], (0.627 V) is much lower than the
value of device with [C;MBT][BF,], (0.794 V). It also has
been previously observed by other researchers that bulkiness of
the head part of cation present in electrolyte can affect the
open-circuit voltage.>’

To further verify the positive effect of the dicationic structure
of crystals on device performance, we prepared monocationic 1-
methyl-3-amylbenzothiazolium bromide. For the DSSC using it
as matrix for the electrolyte, the conversion efficiency, open-
circuit voltage (V,.), short-current density (J,.) under AM 1.5
100 mW-cm™ are 2.47%, 0.591 V, and 9.51 mA-cm™2
respectively (Figure S13 and Table S3 in Supporting
Information). The results show that the dicationic structure
of crystals with large size is indeed beneficial for the better
device performance.

Note that the variance in J,. values cannot be attributed solely
to the change of ion conductivities or D, o of I'/I; of
electrolytes applied in this work. We can easily find that it is not
the simple correspondence between the variety in J,. values and
the change of ion conductivity or change of D,,, of I /I3 from
Tables 1 and 2. Wang and co-workers reported the alkyl length
of the solid electrolyte can not only influence the electron
injection yield but also influence charge collection eﬂic1ency,
which all lead to the change of short-current density.”

Electrochemical impedance spectroscopy (EIS) measure-
ments have been undertaken to investigate electronic and ionic
processes in DSSC.*® In general, three typical characterization
frequency peaks in the Bode phase plot or three typical
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semicircles in the Nyquist plot can be observed.’**’ In the
Nyquist plots, the semicircle occurring at highest frequencies
(100—10* Hz) corresponds to the redox reactions of the
platinum counterelectrode; the semicircle at medium frequen-
cies (1—100 Hz) is related to photoinjected electron transfer in
the TiO, or back reaction from the injected electron in the
TiO, to the electrolyte; the lowest-frequency semicircle is
attributed to the Nernst diffusion of the redox within the
electrolyte (0.01—1 Hz).*' Figure 8 shows the impedance
spectra of DSSCs using [C,MBT][BF,], (n = 3, 4, 5, 6) as
matrixes for electrolytes under dark condition. The figures were
given in the forms of Nyquist and Bode plots. The
corresponding resistance values of [C,MBT][BF,], (n = 3, 4,
S, 6)-based electrolytes are listed in Table 3. The equivalent
circuit of this model (Figure S15 Supporting Information) has
been already reported.*'~** The dark reaction impedance of the
medium frequency semicircle in the Nyquist plot reveals the
electron recombination at the dye-sensitized TiO, electrode/
electrolyte interface, which is caused by the conduction band
electrons of the mesoscopic TiO, electrode captured by I3
ions.”® It can be clearly seen that the R, (the resistance of the
dye-sensitized TiO, electrode/electrolyte) values show the
same changing trend with that of ion conductivity for
[C,MBT][BF,], (n = 3, 4, 5, 6)-based electrolytes. It increases
with the increase of the value of n and reaches a maximum of
154.8 Q as n equals S. It indicates that the recombination
process between the conduction band electrons in the dye-
sensitized TiO, electrode and electrolyte is more inhibited.
This result is consistent with that of the dark current
characterization. There are linear behaviors in the low-
frequency range, demonstrating that there is slow ionic
diffusion in the [C,MBT][BEF,], (n = 3, 4, S, 6)-based
electrolytes. It can be concluded that carrier transport in the
solid-state electrolyte is mainly from ionic diffusion con-
duction.*

The effective lifetime of the electron (z,) before recombi-
nation in the dye-sensitized TiO, electrode can be related to
the inverse of the characteristic frequency and is estimated by
the following equation:*’

11
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where f. .. is the maximum frequency of the midfrequency peak
of the Bode phase plot. The f,,,, and lifetime of the electron
were also summarized in Table 3. The electron lifetimes for

Table 3. Parameters Obtained by the EIS of the Devices
Fabricated with Different Electrolytes

electrolyte R [Q] R, [Q] fuu[Hz] 7. [ms]
[C,MBT][BF,],/DMPII/I, 6210 859 00316 5.039
[C,MBT][BF,]l,/DMPII/I, 2688 1307 00147  10.832
[C.MBT][BE,l,/DMPI/L,  43.67 1526 00121  13.159
[CQMBT][BE,],/DMPII/I, 3627  11L1 00825 1.930

recombination (z,) of the [C,MBT][BF,],- and [C;MBT]-
[BF,],-based electrolytes are 10.832 and 13.159 ms, respec-
tively. Therefore, it can be concluded that [CMBT][BF,],-
based electrolyte yields a longer electron recombination
lifetime, which favors electron transport over a longer distance
with less diffusive hindrance and finally leads to enhanced
photoconversion efficiency.*®

The incident photon-to-current conversion efficiency (IPCE)
curves of these DSSCs with [C,MBT][BF,], (n = 3, 4, S, 6)-
based electrolytes are shown in Figure 9. The maximum IPCE
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Figure 9. IPCE curves of the devices with [C,MBT][BF,], (n = 3, 4,
S, 6)-based electrolytes.

value at 530 nm is 38.17%, 42.13%, 43.55%, and 37.86% for
[C;MBT]([BE,], [C,MBT][BE,], [CsMBT][BF,],- and
[CeMBT][BF,],-based electrolytes, respectively. The integra-
tion of IPCE is in good agreement with J, both of which
indicate the superior properties of [C;MBT][BE,], in the
present work.

B CONCLUSIONS

In conclusion, a novel kind of benzothiaozole-based organic
dicationic crystal with large cations and good adjustability of
molecular structure are designed and applied in DSSCs. We
studied the influence of crystal structure on the electrochemical
properties and device performances. The results show that
[CsMBT][BF,], is the effective matrix of electrolyte for solid-
state DSSCs. A cell efficiency of 7.90% is recorded on the
optimized condition. The high efficiency benefits from the
highest ion conductivity and long electron lifetime. The present
research work develops a promising kind of organic ionic
crystal and an effective solid-state electrolyte for DSSCs.
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